Styrene and substrates containing stabiliser are filtered through silica before used. All other fine chemicals were used directly without purification unless mentioned. All air and water sensitive reactions were carried out in flame-dried glassware under argon atmosphere using standard Schlenk manifold technique. BNMR spectra were recorded with complete proton decoupling using BF 3 ·Et 2 O (0.0 ppm) as an external standard. High resolution mass spectra were recorded using Electronic Ionization (EI). All IR data was obtained on a Perkin-Elmer Spectrum One FT-IR spectrometer. Analytical TLC: aluminium backed plates pre-coated (0.25 mm) with Merck Silica Gel 60 F254. Compounds were visualised by exposure to UV-light or by dipping the plates in permanganate (KMnO4) stain followed by heating. Flash column chromatography was performed using Fluorochem Silica Gel 60 (40-63 µm). Dry solvents were purchased in Across and used directly or dried by standard methods. Non dry solvent were degassed bubbling argon for 30 minuts.
General Information
Styrene and substrates containing stabiliser are filtered through silica before used. All other fine chemicals were used directly without purification unless mentioned. All air and water sensitive reactions were carried out in flame-dried glassware under argon atmosphere using standard Schlenk manifold technique. 1 H and 13 C Nuclear Magnetic Resonance (NMR) spectra were acquired at various field strengths as indicated, and were referenced to CHCl 3 (7. 27 and 77.0 ppm for 1 H and 13 C respectively) or TMS (0.00 ppm for 1 H and 13 C). 1 H NMR coupling constants are reported in Hertz and refer to apparent multiplicities and not true coupling constants. Data are reported as follows: chemical shift, multiplicity (s=singlet, br s=broad singlet, d=doublet, t=triplet, q=quartet, qi=quintet, sx=sextet, sp=septet, m=multiplet, dd=doublet of doublets, etc.) and integration. 11 BNMR spectra were recorded with complete proton decoupling using BF 3 ·Et 2 O (0.0 ppm) as an external standard. High resolution mass spectra were recorded using Electronic Ionization (EI). All IR data was obtained on a Perkin-Elmer Spectrum One FT-IR spectrometer. Analytical TLC: aluminium backed plates pre-coated (0.25 mm) with Merck Silica Gel 60 F254. Compounds were visualised by exposure to UV-light or by dipping the plates in permanganate (KMnO4) stain followed by heating. Flash column chromatography was performed using Fluorochem Silica Gel 60 (40-63 µm). Dry solvents were purchased in Across and used directly or dried by standard methods. Non dry solvent were degassed bubbling argon for 30 minuts.
Optimisation of the reaction
For the optimisation of the reaction internal standard is added after reaction completion. 1,3,5-trimethoxy benzene is used as internal standard. [16] .
Screening of solvents with NBu4I

NMR studies
We explored the interaction of 1eq of B 2 cat 2 with another of NaI in toluene/water (0.25mL/0.25mL).
At room temperature, we can clearly see the two phases in the NMR tube. 11 B NMR recordered in the intereface show the B 2 cat 2 peak intact and small peak at 20ppm. Recording the 11 B NMR at higher temperatures didn't change the overall spectra.
Extending the reaction time for 14h at 70C, resulted in a clean 11 B NMR spectra with a major disappearance of B 2 cat 2 and a major formation of the boron containing species at 20ppm. In order to confirm the possible interaction of NaI with B 2 cat 2 , we did a blank experiment which only contain B 2 cat 2 in toluene/water. Unfurtunately, the same peak and the same relative intensity is observed in the blank experiment, concluding that the formation of this new peak is due to the decomposition of B 2 cat 2 in water probably forming B(OH) 3 .
Computational Details
The structures of all the species were optimized by DFT calculations at the hybrid B3LYP 12 and/or metahybrid M06 13 level of theory. A standard 6-311G(d,p) basis set was used on all atoms. Frequency calculations at the same level of theory were also performed to identify all stationary points as minima and to obtain free energies at 298.15 K. All of the DFT calculations were performed with the Gaussian 09 program, Revision D.01. Relative Electronic energies and Gibbs energy (in parenthesis) respect to the reactives in their free form. 
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